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Claims: 

1. A curable liquid resin composition comprising: (A) crosslinkable particles prepared 
by bonding oxide particles of at least one element selected from the group 
consisting of silicon, aluminum, zirconium, titanium, zinc, germanium, indium, tin, 
antimony, and cerium to a specific organic compound which comprises a 
polymerizable unsaturated group and a group shown by the following formula (1), 
(B) a compound having two or more polymerizable unsaturated groups in the 
molecule, and (C) at least one organic solvent selected from compounds shown by 
the following formula (2); 

-X-C(=Y)-NH- (1) 

wherein X represents NH, O (oxygen atom), or S (sulfur atom), and Y represents O 
or S ; 

R^-(0-R')„-0-R^ (2) 

wherein R' represents a divalent organic group selected from-CH2CH2-, 
-CH2CH2CH2-, and-CH(CH3)CH2-, R^ and R^ represent a hydrogen atom or a 
monovalent organic group selected from an alky! group having 1-4 carbon atoms 
and CH3CO-, and n is 1 or 2. 

2. The curable liquid resin composition according to claim 1, wherein the specific 
organic compound comprises a group shown by-0-C(=0)-NH- and at least one of 
the groups shown by-0-C(=S)-NH- and-S-C(=0)-NH-. 
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3. The curable liquid resin composition according to claim 1, wherein the specific 
organic compound is a compound having a silanol group or a group which forms a 
silanol group by hydrolysis. 

4. The curable liquid resin composition according to any one of claims 1 to 3, further 
comprising (D), a polymerization initiator in addition to the components (A), (B), 
and (C). 

5. The curable liquid resin composition according to claim 4, wherein the 
polymerization initiator (D) is a photoinitiator which comprises at least either an 
arylketone having a 1-hydroxycyclohexyl group or an arylketone having an 
N-morpholino group. 
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Abstract of TW 562817 (B) 

To provide a radiation-sensitive curable liquid resin composition having excellent applicability and 
capable of producing a film excelling in hardness, scratch resistance, adhesion, transparency, and 
appearance of the surface of the film. A curable liquid resin composition comprising: (A) particles 
prepared by bonding at least one oxide of an element selected from the group consisting of silicon, 
aluminum, zirconium, titanium, zinc, germanium. Indium, tin, antimony, and cerium to a specific organic 
compound which comprises a polymerizable unsaturated group and a group shown by -X-C(=Y)-NH- 
(wherein X is NH, O, or S, and Y is O or S), and preferably a silanol group, (B) a compound having two 
or more polymerizable unsaturated groups in the molecule, (C) a specific alkylene glycol organic 
solvent, and preferably (D) a polymerization initiator. 



Data supplied from the esp@cenet database — Worldwide 



us 20050070623A1 



(19) United States 

(12) Patent Application Publication do Pub. No,: US 2005/0070623 Ai 

Takase et al. (43) Pub. Date: Mar. 31, 2005 



(54) CURABLE LIQUID RESIN COMPOSITION 

(76) Inventors: Hideaki Takase, Ibaraki (JP); 

Yoshikazu Yamaguchi, Ibaraki (JP); 
Takayoshi Tanabe, Umezone (JP) 

Correspondence Address: 
PILLSBURY WINTHROP, LLP 
P.O. BOX 10500 
MCLEAN, VA 22102 (US) 

(21) AppL No.: 10/488,472 

(22) PCTFfled: Sep. 26, 2002 
(86) per No.: PCT/NL02/00623 

(30) Foreign AppJication Priority Data 

Sep. 27, 2001 (JP) 2001-296789 

Publication Classlficatioit 
(51) Int. CI.^ C08G 2/00 



(52) U.S.CI 522/6 



(57) ABSTRACT 

To provide a radiation-sensitive curable liquid resin com- 
position having excellent applicability and capable of pro- 
ducing a film excelling in hardness, scratch resistance, 
adhesion, traospareacy, and appearance of the surface of the 
film. 

A curable liquid resin composition comprising: (A) particles 
prepared by bonding at least one oxide of an element 
selected from the group consisting of sihcon, aluminum, 
zirconium, titanium, zinc, germanium, indium, tin, anti- 
mony, and cerium to a specific organic compound which 
comprises a polymerizable unsaturated group and a group 
shown by — X— C(=Y)— NH— (wherein X is NH, O, or S, 
and Y is O or S), and preferably a silanol group, (B) a 
compound having two or more polymerizable unsaturated 
groups in the molecule, (C) a specific alkylene glycol 
organic solvent, and preferably (D) a polymerization initia- 
tor. 
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PREFERRED EMBODIMENT OF THE 
INVENTION 

[0015] A resin compositioa of the present invention com- 
prises (A) crosslinkable particles prepared by bonding oxide 
particles of a specific element to an organic compound 
having a specific group, (B) a compound having two or more 
polymerizable unsaturated groups in the molecule, (C) an 
organic solvent having a specific structure, and, optionally, 
(D) a polymerization initiator. 

[0016] Each component of the curable liquid resin com- 
position of the present invention is described below in detail. 

[0017] 1. Crosslinkable Particles (A) 

[0018] The crosslinkable particles (A) used in the present 
invention are produced by bonding (Al) oxide particles of at 
least one element selected from the group consisting of 
silicon, aluminum, zirconium, titanium, zinc, germanium, 
indium, tin, antimony, and cerium, to (A2) a specific organic 
compound having (A21) a polymerizable unsaturated group 
and (A22) a group shown by the above formula (1). 

[0019] (1) Oxide Particles (Al) 

[0020] The oxide particles used in the present invention 
are particles of an oxide of at least one element selected from 
the group consisting of siUcon, aluminum, zirconium, tita- 
nium, zinc, germanium, indium, tin, antimony, and cerium 
firom the viewpoint of colorlessness of a cured film of the 
resulting curable liquid resin composition. 

[0021] As examples of these oxides, silica, alumina, zir- 
conia, titania, zinc oxide, germanium oxide, indium oxide, 
tin oxide, indium-tin oxide (ITO), antimony oxide, and 
cerium oxide can be given. Of these, silica, alumina, zirco- 
nia, and antimony oxide are preferable from the viewpoint 
of high hardness. These oxide particles may be used either 
individually or in combination of two or more. The oxide 
particles of these elements are preferably in the form of 
powder or a solvent dispersion sol. If the oxide particles are 
in the form of a solvent dispersion sol, an organic solvent is 
preferably used as a dispersion medium in view of misci- 
bility and dispersibility in other components. 

[0022] As examples of the organic solvent, alcohols such 
as methanol, etbanol, isopropanol, butanol, and octanol; 
ketones such as acetone, methyl ethyl ketone, methyl isobu- 
tyl ketone, and cyclohexanone; esters such as ethyl acetate, 
butyl acetate, ethyl lactate, and y-butyrolactone; etheis such 
as ethylene glycol monomethyl ether and diethylene glycol 
monobutyl ether; aromatic hydrocarbons such as benzene, 
toluene, and xylene; and amides such as dimethylforma- 
mide, dimelhylacetamide, and N-methylpyrrolidone can be 
given. Of these, methanol, isopropanol, butanol, methyl 
ethyl ketone, methyl isobutyl ketone, ethyl acetate, butyl 
acetate, toluene, and xylene are preferable. 

[0023] The number average particle diameter of the oxide 
particles is preferably from 0.001 to 2 /im, still more 
preferably from 0.001 to 0.2 /mi, and particularly preferably 
from 0.001 to 0.1 fan. If the number average particle 
diameter is more than 2 ptm, transparency of the resulting 
cured product may be decreased or the surface conditions of 
the film may be impaired. Various surfactants or amines may 
be added to the solvent in order to improve dispersibility of 
the particles. 



[0024] As examples of commercially available products of 
silicon oxide particles (silica particles, for example), colloi- 
dal silica such as Methanol Silica Sol, IPA-ST, MEK-ST, 
NBA-ST, XBA-ST, DMAC-ST, ST-UP, ST-OUP, ST-20, 
ST-40, ST-C, ST-N, ST-0, ST-50, ST-OL (manufactured by 
Nissan Chemical Industries, Ltd.), and the like can be given. 
As examples of commercially available products of pow- 
dered silica, AEROSIL 130, AEROSIL 300, AEROSIL 380, 
AEROSILTTeOO, and AEROSIL OX50 (manufactured by 
Japan Aerosil Co., Ltd.), Sildex H31, H32, H5l, H52, H121, 
H122 (manufactured by Asahi Glass Co., Ltd.), E220A, 
E220 (manufactured by Nippon Silica Industrial Co., Ltd.), 
SYLYSIA 470 (manufactured by Fuji Silysia Chemical Co., 
Ltd.), SG Flake (manufactured by Nippon Sheet Glass Co., 
Ltd.), and the like can be given. 

[0025] As examples of other commercially available prod- 
ucts^ aqueous dispersion of alumina such as Alumina Sol- 
100, 200, 520 (manufactured by Nissan Chemical Industries, 
Ltd.); isopropanol dispersion of alumina such as AS-150I 
(manufactured by Sumitomo Osaka Cement Co., Ltd.); 
toluene dispersion of alumina such as AS-150T (manufac- 
tured by Sumitomo Osaka Cement Co., Ltd.); aqueous 
dispersion of zinc antimonate powder such as Celnax 
(manufactured by Nissan Chemical Industries, Ltd.); pow- 
der and solvent dispersion of alumina, titanium oxide, tin 
oxide, indium oxide, zinc oxide such as Nano Tek (manu- 
factured by C.l. Kasei Co., Ltd.); aqueous dispersion sol of 
antimony doped tin oxide such as SN-IOOD (manufactured 
by Ishihara Sangyo Kaisha, Ltd.); ITO powder such as a 
product manufactured by Mitsubishi Material Co., Ltd.; 
aqueous dispersion of cerium oxide such as Needral (manu- 
factured by Tald Chemical Co., Ltd.), and the like can be 
given. 

[0026] The shape of the oxide particles is globular, hollow, 
porous, rod, plate, fibrous, or amorphous. Of these, a globu- 
lar shape is preferable. The specific surface area of the oxide 
particles (measured by a BET method using nitrogen) is 
preferably from 10 to 1000 m^/g, and still more preferably 
100 to 500 mVg. The oxide particles may be used in the form 
of dry powder or a dispersion in water or an organic solvent. 
For example, a dispersion liquid of fine oxide particles 
known in the art as a solvent dispersion sol of the above 
oxides may be used. Use of a solvent dispersion sol of the 
oxide is particularly preferable if high transparency is nec- 
essary for the cured product. 

[0027] (2) Specific Organic Compound (A2) 

[0028] The specific organic compound used in the present 
invention has the polymerizable unsaturated group (A21) 
and the group (A22) shown by the above formula (1) in the 
molecule. The specific organic compound preferably has a 
silanol group (A23) or a group (A24) which forms a silanol 
group by hydrolysis in the molecule. 

[0029] The specific organic compound (A2) bonds to the 
oxide particles (Al) at a site other than the polymerizable 
unsaturated group (A21), and preferably at the silanol group 
(A23) to form the crosslinkable particles (A). The polymer- 
izable unsaturated group (A21) in the particles provide 
crosslioking properties to the particles. 

[0030J (2-1) Polymerizable Unsaturated Group (A21) 

[0031] There are no specific limitations to the polymeriz- 
able unsaturated group included in the specific organic 
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unsaturated group, a group [— O — C(=0)— NH— ], and an 
isocyanate group in the molecule by reacting a polyisocy- 
anate compound with a hydroxyl group-containing polymer- 
izabie unsaturated compound, and reacting the intermediate 
compound with mercaptoalkoxysilane, thereby causing mer- 
captoalkoxysilane to bond via the group [—S — C(=0) — 
NH — ], or the like. Of these two methods, the method (a) is 
preferred because a decrease in the polymerizable unsatur- 
ated group due to the Michael addition reaction does not 
occur. 

[0046] As examples of alkoxysilane capable of forming 
the group [— S— C(=0) — Nil — ] by the reaction with an 
isocyanate group in the synthesis of the compound shown by 
the above formula (3), compounds having at least one 
alkoxysilyl group and at least one mercapto group in the 
molecule can be given. As examples of mercaptoalkoxysi- 
lane, mercaptopropyltrimethoxysilane, mercaptopropyltri- 
ethoxysilane, mercaptopropylmethyldiethoxysilane, mer- 
captopropyldimethoxymethykilane, 
mercaptopropyhnethoxydimethylsilane, mercaptopropylt- 
riphenoxysilane, mercaptopropyltributoxysilane, and the 
like can be given. Of these, mercaptopropyltrimethoxysilane 
and mercaptopropyltriethoxysilane are preferable. An addi- 
tion compound of an amino-substituted alkoxysilane and an 
epoxy group-substituted mercaptan or an addition com- 
pound of epoxysilane and a,o)-dimercapto compound may 
also be used. 

[0047] The polyisocyanate compound used for synthesiz- 
ing the specific organic compound may be selected from 
polyisocyanate compounds consisting of a linear saturated 
hydrocarbon, cyclic saturated hydrocarbon, or aromatic 
hydrocarbon. 

[0048] As examples of such a polyisocyanate compound, 
2,4-tolylene diisocyanate, 2,6-tolyl6ne diisocyaoate, 1,3- 
xylylene diisocyanate, 1,4-xylylene diisocyanate, 1,5-napb- 
thalene diisocyanate, m-phenylene diisocyanate, p-phe- 
nylene diisocyanate, 33'-dimethyl-4,4'-diphenylmethane 
diisocyanate, 4,4-diphenylmethane diisocyanate, 3,3'-dim- 
ethylphenylene diisocyanate, 4,4'-biphenylene diisocyanate, 
1,6-hexane diisocyanate, isophorone diisocyanate, methyl- 
enebis(4-cyclohexyIisocyanate), 2,2,4-trimethylhexameth- 
ylene diisocyanate, bis(2-isocyanatethyl)fumarate, 6-isopro- 
pyl-l,3-phenyl diisocyanate, 4-diphenylpropane 
diisocyanate, lysine diisocyanate, hydrogeaated diphenyl- 
methane diisocyanate, l,3-bis(isocyanatemethyl) cyclohex- 
ane, tetramethylxylylene diisocyanate, 2,5(or 6)-bis(isocy- 
anatemethyl)-bicycloi2.2.1]heptane, and the like can be 
given. Of these, 2,4-tolylene diisocyanate, isophorone diiso- 
cyanate, xylylene diisocyanate, methylenebi5(4-cyclohexy- 
lisocyanate), l,3-bis(isocyanatemethyl)cyclohexane, and 
the like are preferable. These compounds may be used either 
individually or in combination of two or more. 

[0049] As examples of the active hydrogeQ-containing 
polymerizable unsanirated compound which can be bonded 

via the group [ — 0 — C(=0) — NR — ] by the addition reac- 
tion with the polyisocyanate compound used in the synthesis 
of the specific organic compound, compounds having at 
least one active hydrogen atom which can form the group 
[ — O — CX=0) — ^NH — ] by the addition reaction with an 
isocyanate group and at least one polymerizable unsaturated 
group in the molecule can be given. 

[0050] As examples of the active hydrogen-containing 
polymerizable unsaturated compound, 2-hydroxyethyl- 



(meth)acrylate, 2-hydroxypropyl(meth)acrylale, 2-hydroxy- 
butyl(meth)acrylate, 2-hydroxy-3-phenyloxypropyl- 
(meth)acrylate, 1,4-butanediol mono(meth)acrylate, 
2-hydroxyalkyl(meth)acryioyl phosphate, 4-hydroxycyclo- 
hexyl(meth)acrylate, 1,6-hexanediol mono(meth)acrylate, 
neopentyl glycol mono(meth)acrylate, trimethylolpropane 
di(meth)acrylate, trimethylolethane di(melh)acrylate, pen- 
taerythritol tri(meth)acrylate, dipentaerythritol penta(m- 
eth)acrylate, and the like can be given, A compound 
obtained by the addition reaction of a glycidyl group- 
containing compound such as alkyl glycidyl ether, ailyl 
glycidyl ether, or glycidyl(meth)acrylate and (meth)acrylic 
acid may also be used. Of these compounds, 2-hydroxyeth- 
yl(meth)acrylate, 2-hydroxypropyl(meth)acrylate, pen- 
taerythritol tri(meth)acrylate, and the like are preferable. 

[0051] These compounds may be used either individually 
or in combination of two or more. 

[0052] (3) Preparation of Crosslinkable Particles (A) 

[0053] There are no specific limitations to the method for 
preparing the crossliakable particles (A) used in the present 
invention. For example, a method of reacting the oxide 
particles with the specific organic compound can be given. 
The oxide particles contain moisture on the surface of the 
particles as adsorbed water under usual storage conditions. 
It is estimated that a component which reacts with the silanol 
group-forming compound such as a hydroxide, hydrate, or 
the like is present at least on the surface of the oxide 
particles. Therefore, the crosslinkable particles (A) can be 
prepared by mixing the silanol group-forming compound 
and oxide particles and heating the mixture while stirring. 
The reaction is preferably carried out in the presence of 
water in order to efBciently cause the silanol group-forming 
site of the specific organic compound to bond to the oxide 
particles. However, water need not be present if the specific 
organic compound has a silanol group. Therefore, the 
crosslinkable particles (A) may be prepared by a method 
including at least an operation of mixing the oxide particles 
and the specific organic compound. 

[0054] The method for preparing the crosslinkable par- 
ticles (A) is described below in detail. 

[0055] The amount of the specific organic compound 
bonded to the oxide particles in the crosslinkable particles 
(A) is preferably 0.01 wt % or more, still more preferably 0.1 
wt % or more, and particularly preferably 1 wt % or more 
for 100 wt % of the crosslinkable particles (A) (oxide 
particles and specific organic compound in total). If the 
amount of the specific organic compound bonded to the 
oxide particles is less than 0.01 wt %, dispersibility of the 
crosslinkable particles (A) in the composition may be insuf- 
ficient, whereby the resuming cured product has insufficient 
transparency and scratch resistance. The content of the oxide 
particles in the raw materials in the preparation of the 
crosslinkable particles (A) is preferably 5-99 wt %, and 
more preferably 10-98 wt %. 

[0056] The method for preparing the crosslinkable par- 
ticles (A) is described below in more detail taking the 
alkoxysilyl group-containing compound (alkoxysilane com- 
pound) shown by the above formula (3) as an example of the 
silanol group-forming compound. 

[0057] The amount of water consumed durmg hydrolysis 
of the alkoxysilane compound in the preparation of the 
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ta(meth)acrylate, pentaerythritol tetra(nieth)acrylate, and 
ditrimethylolpropane tetra(meth)acrylate are preferable. 

[0070] As examples of vinyl compounds, divinylbenzene, 
ethylene glycol divinyl ether, diethyleoe glycol divinyl 
ether, triethylene glycol divinyl ether, and the like can be 
given. 

[0071] As examples of commercially available products of 
the compound (B), Aronix M-400, M-408, M-450, M-305, 
M.309, M.310, M-315, M-320, M-350, M-360, M-208, 
M-210, M.215, M-220, M-225, M-233, M-240, M-245, 
M-260, M-270, M-llOO, M-1200, M-1210, M-1310, 
M-1600, M-221, M-203, TO-924, TO-1270, TO-1231, 
TO-595, TO-756, TO-1231, TO-1343, TO-902, TO-904, 
TO-905, TO- 1330 (manufactured by Toagosei Co., Ltd.); 
KAYARAD D-310, D-330, DPHA, DPCA-20, DPCA-30, 
DPCA-60, DPCA-120, DN-0075, DN-2475, SR-295, 
SR-355, SR-399E, SR-494, SR-9041, SR-368, SR-415, 
SR-444, SR-454, SR-492, SR-499, SR-502, SR-9020, 
vSR-9035, SR-111, vSR-212, SR-213, SR-230, SR-259, 
SR-268, SR-272, SR-344, SR-349, SR-601, SR-602, 
SR-610, SR-9003, PET-30, T-1420, GPO-303, TC-120S, 
IIDDA, NPGDA, TPGDA, PEG400DA, MANDA, 
HX-220, HX-620, R-551, R-712, R-167, R-526, R-551, 
R-712, R-604, R-684, TMFTA, THE-330, TPA-320, TPA- 
330, KS-HDDA, KS-TPGDA, KS-mPTA (manufactured 
by Nippon Kayaku Co., Ltd.); Light Acrylate PE-4A, DPE- 
6A, DTMP-4A (manufactured by Kyoeisha Chemical Co., 
Ltd.); and the like can be given. 

[0072] The amount of the compound (B) used in the 
present invention is preferably from 10 to 95 wt %, and more 
preferably from 30 to 90 wt % for 100 wt % of the 
composition (crosslinkable particles (A) and compound (B) 
in total). If the amount is less than 10 wt %, hardness of the 
resulting cured product may be insufficient. If the amount 
exceeds 95 wt %, the cured product may curl to a large 
extent, whereby problems may occur after forming the film. 
In addition to the compound (B), a compound having one 
polymerizable unsaturated group in the molecoie may 
optionally be used in the composition of the present inven- 
tion. 

[0073] 3. Organic Solvent (C) 

[0074] The organic solvent (C) used in the present inven- 
tion is a compound shown by the above formula (2). 

[0075] As examples of such a solvent, ethylene glycol 
monomethyl ether, ethylene glycol monoethyl ether, ethyl- 
ene glycol monopropyl ether, ethylene glycol monobutyl 
ether, ethylene glycol dimethyl ether, ethylene glycol diethyl 
ether, ethylene glycol dipropyl ether, ethylene glycol dibutyl 
ether, diethylene glycol monomethyl ether, diethylene glycol 
monoethyl ether, diethylene glycol monopropyl ether, dieth- 
ylene glycol monobutyl ether, diethylene glycol dimethyl 
ether, diethylene glycol diethyl ether, diethylene glycol 
dipropyl ether, diethylene glycol dibutyl ether, ethylene 
glycol methyl ether acetate, ethylene glycol ethyl ether 
acetate, ethylene glycol propyl ether acetate, ethylene glycol 
butyl ether acetate, diethylene glycol methyl ether acetate, 
diethylene glycol ethyl ether acetate, diethylene glycol pro- 
pyl ether acetate, diethylene glycol butyl ether acetate, 
ethylene glycol diacelate, diethylene glycol diacetate, pro- 
pylene glycol monomethyl ether, propylene glycol monoet- 
hyl ether, propylene glycol monopropyl ether, propylene 



glycol monobutyl ether, propylene glycol dimethyl ether, 
propylene glycol diethyl ether, propylene glycol dipropyl 
ether, propylene glycol dibutyl ether, dipropylene glycol 
monomethyl ether, diprdpylene glycol monoethyl ether, 
dipropylene glycol monopropyl ether, dipropylene glycol 
monobutyl ether, dipropylene glycol dimethyl ether, dipro- 
pylene glycol diethyl ether, dipropylene glycol dipropyl 
ether, dipropylene glycol dibutyl ether, propylene glycol 
methyl ether acetate, propylene glycol ethyl ether acetate, 
propylene glycol propyl ether acetate, propylene glycol 
butyl ether acetate, dipropylene glycol methyl ether acetate, 
dipropylene glycol ettiyl ether acetate, dipropylene glycol 
propyl ether acetate, dipropylene glycol butyl ether acetate, 
propylene glycol diacetate, dipropylene glycol diacetate, 
3-methoxy-l-propanol, 3-ethoxy-l-propanol, 3-propoxy-l- 
propanol, and the like can be given. Of these, ethylene 
glycol monopropyl ether, ethylene glycol monobutyl ether, 
propylene glycol monomethyl ether, propylene glycol 
monoethyl ether, propylene glycol monopropyl ether, pro- 
pylene glycol monobutyl ether, propylene glycol methyl 
ether acetate, propylene glycol ethyl ether acetate, and 
propylene glycol propyl ether acetate are preferable. These 
compounds may be used either individually or in combina- 
tion of two or more. 

[0076] The amount of the organic solvent (C) used in the 
curable liquid resin composition is preferably from 5 to 9900 
parts by weigfit, still more preferably from 20 to 2000 parts 
by weight, and particularly preferably from 25 to 1000 parts 
by weight for 100 parts by weight of the composition 
(crosslinkable particles (A) and compound (B) in total). If 
the amount is less than 5 parts by weight, appearance of the 
film may be impaired. If the amount exceeds 9900 parts by 
weight, the thickness of the film may be insufficient. 

[0077] 4. Polymerization Initiator (D) 

[0078] In addition to the crosslinkable particles (A), the 
compound (B), and the organic solvent (C), the polymer- 
ization initiator (D) may optionally be added to the curable 
liquid resin composition of the present invention. A method 
of curing the composition of the present invention including 
the use of the polymerization initiator (D) is described 
below. 

[0079] The composition of the present invention is cured 
by application of heat and/or radiation. In the case of curing 
the composition by application of heat, an electric heater, 
infrared ray lamp, hot blast, or the like may be used as a heat 
source. In the case of curing the composition by application 
of radiation, there are no specific limitatioas to the source of 
radiation insofar as the composition can be cured in a short 
period of time after application. As an infrared ray source, a 
lamp, resistance heating plate, laser, and the like can be 
given. As a visible ray source, sunli^t, a lamp, fluorescent 
lamp, laser, and the like can be given. As a ultraviolet ray 
source, a mercury lamp, halide lamp, laser, and the like can 
be given. As a electron beam source, a system of utilizing 
thermoelectrons produced by a conmierciaUy available 
tungsten filament, a cold cathode method generating elec- 
tron beams by passing a high voltage pulse through a metal, 
and a secondary electron method which utilizes secondary 
electrons produced by collision of ionized gaseous mol- 
ecules and a metal electrode can be given. As a source of 
a-rays, P-rays, and y-rays, fissionable substances such as 
C6 can be given. As the source of y-rays, a vacuum tube in 
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such as urethaDe (meth)acrylate, vinyl ether, propenyl ether, 
and maleic acid derivatives, polyamide, polyimide, polya- 
mideimide, polyurethane, polybutadiene, chloroprene, poly- 
ether, polyester, pentadiene derivatives, styrene/butadieae/ 
styrene block copolymer, styrene/ethylenc/^utene/styrene 
block copolymer, styrene/isopreae/styrene block copolymer, 
petroleum resins, xylene resin, ketone resin, fluorine-con- 
taining oligomer, silicone oligomer, and polysulflde oligo- 
mer, and the like can be given. 

[0098] The curable liquid resin composition of tbe present 
invention is suitable as a coating material. As examples of 
substrates to which the composition is applied, plastics 
(polycarbonate, polymethacrylate, polystyrene, polyester, 
polyolefin, epoxy, melamine, triacetyl cellulose, ABS resin, 
AS resin, norbomene resin, etc.), metals, wood, paper, glass, 
slates^ and the like can be given. The substrate may be in the 
shape of a plate, film, or three-dimensional formed product. 
As a coating method, conventional coating methods such as 
dip coating, spray coating, flow coating, shower coating, roll 
coating, spin coating, and brush coating may be employed. 
The thickness of the film after dr>'ing and curing is usuaUy 
from 0.1 to 400 /an, and preferably from 1 to 200 /on. 

[0099] The curable liquid resin composition of the present 
invention may be diluted with a solvent in order to adjust the 
thickness of the film. In the case where the curable liquid 
resin composition is used as a coating material, viscosity of 
the composition is usually from 0.1 to 50,000 mPa.s/25** C, 
and preferably from 0.5 to 10,000 mPa.s/25** C. 

[0100] A cured product is obtained by applying the curable 
liquid resin composition of the present invention to various 
substrates such as a plastic substrate and curing the compo- 
sition. Specifically, the cured product is obtained as a coated 
formed product by applying the composition to the sub- 
strate, drying volatile components at a temperature prefer- 
ably from 20 to 200"* C, and curing the composition by 
application of heat and/or radiation. Curing by application of 
heat is preferably performed at 40-150'' C. for 10 seconds to 
24 hours. As radiation, use of idtraviolet rays or electron 
beams is preferable. The dose of ultraviolet rays is prefer- 
ably from 0.01-10 J/cm^ and still more preferably from 0.1 
to 2 J/cm^. Preferable irradiation conditions for electron 
beams are at an applied voltage of 10-300 KV, an electron 
density of 0.02-0.30 mA/cm^ and a dose of 1-10 Mrad. 

[0101] The cured product of the curable liquid resin com- 
position of the present invention excels in hardness, scratch 
resistance, adhesion, transparency, and appearance of the 
film. Therefore, the cured product is suitable for use as a 
protective coating material to prevent scratches or stains on 
plastic optical parts, optical disks such as a CD and DVD, 
touch panels, film-type liquid crystal elements, plastic con- 
tainers, or flooring materials, wall materials, and artificial 
marbles which are used for architectural interior finish; an 
adhesive and a sealing material for various substrates; 
vehicles for printing ink; and the Like. The cured product is 
particularly suitably used for various plastic films for optics 
such as optical di^ such as CD and DVD, liquid crystal 
elements, and the sur&ce of a PDP, for which a scratch 
prevention protective coating excelling in transparency is 
demanded. 

EXAMPLES 

[0102] The present invention is described below in more 
detail by examples. However, the present invention is not 



limited to the examples. In the examples, "part" and 
respectively refer to "part by weight" and "wt %" unless 
otherwise indicated. 

[0103] In the present invention, "solid content"refers to 
the content of components after removing volatile compo- 
nents such as a solvent from the composition. Specifically, 
the solid content refers to the content of a residue (nonvola- 
tile components) obtained by drying the composition on a 
hot plate at 120° C. for one hour. 

[0104] Synthesis of Organic Compoimd (A2) 

Synthesis Example 1 

[0105] 20.6 parts of isophorone diisocyanate was added 
dropwise to a solution of 7.8 parts of mercaptopropyltri- 
methoxysilane and 0.2 part of dibutyltin dilaurale while 
stirring at 50"* C. for one hour in dry air. The mixture was 
stirred at 60° C. for three hours. After the addition of 71.4 
parts of pentaerythritol triacylate dropwise to the mixture at 
30° C. for one hour, the mixture was stirred at 60° C. for 
three hours to obtain an organic compound (A2-1). In an 
infrared absorption spectrum of the product, the absorption 
peak at 2550 kayser characteristic to a mercapto group and 
the absorption peak at 2260 kayser characteristic to an 
isocyanate group m the raw material disappeared, and the 
absorption peak at 1660 kayser characteristic to a [ — O — 
C(=0)— NHH group and a [-^^(=0)~NH— ] 
group and the absorption peak at 1720 kayser characteristic 
to an acryloyl group appeared. This indicates that an organic 
compound having an acryloyl group, [ — 0 — C(==0) — 
NH — ] group, and [ — S — C(=0) — Nil — ] group as poly- 
merizable unsaturated groups was produced. 

[0106] Preparation of Crosslinkable Particles (A) 

Reparation Example 1 

[0107] A mixture of 8.7 parts of the organic compound 
(A2-1) synthesized in Synthesis Example 1, 91.3 parts of 
methyl ethyl ketone silica sol (MEK-ST, manufactured by 
Nissan Chemical Industries, Ltd., number average particle 
diameter: 0.022 jtim, silica concentration: 30%), 0.2 part of 
isopropanol, and 0.1 part of ion exchanged water was stirred 
at 80° C. for three hours in a nitrogen stream. After the 
addition of 1.4 parts of methyl orthoformate, the rnixture 
was stirred at 80° C. for one hour to obtain a colorless 
transparent dispersion liquid of crosslinkable particles 
(A-1). 2 g of the dispersion liquid was weighed on an 
aluminum dish and dried at 120° C. for one hour on a hot 
plate. The solid content determined by weighing the dried 
product was 35%. 

Preparation Example 2 

[0108] A mixture of 8.2 parts of the organic compound 
(A2-1) synthesized in Synthesis Example 1, 91.8 parts of 
methyl ethyl ketone zirconia sol (number average particle 
diameter: 0.01 fjm, zirconia concentration: 30%), and 0.1 
part of ion-exchanged water was stirred at 60° C. for three 
hours. After the addition of 1.3 parts of methyl orthoformate, 
the mixture was stirred at 60° C. for one hour to obtain a 
dispersion liquid of crosslinkable particles (A-2). The solid 
content of the dispersion liquid detennined in the same 
manner as in Preparation Example 1 was 35%. 

Preparation Example 3 
[0109] A mixture of 8.2 parts of the organic compound 
(A2-1) synthesized in Synthesis Example 1, 91.8 parts of 



us 2005/0070623 Al 



10 



Mar. 31, 2005 



manaer as in Example 1. As a result, the solid content was 
51% and the solvent was contained in an amount of 96 parts. 
The solvent contained only propylene glycol methyl ether 
acetate. 

Comparative Example 1 

[0121] A curable liquid resin composition was prepared in 
the same manner as in Example 1 except for using toluene 
as an organic solvent instead of propylene glycol monom- 
ethyl ether. The solid content of the composition and the 
solvent and the weight ratio of the solvent were determmed 
in the same manner as in Example 1. As a result, the solid 
content was 50% and the solvent was contained in an 
amount of 100 parts. The solvent was determined by analy- 
sis in the same manner as in Example 1. As a result, toluene 
and methyl ethyl ketone were present at a weight ratio of 
90:10. The amount of toluene and methyl ethyl ketone in the 
composition calculated from the results was 90 parts by 
weight and 10 parts by weight, respectively. 

Comparative Example 2 

[O0L22] A curable liquid resin composition was prepared in 
the same manner as in Example 2 except for using 2<-oc- 
tanone as an organic solvent instead of ethylene glycol 
monobutyl ether. The solid content of the composition and 
the solvent and the weight ratio of the solvent were deter- 
mined in the same manner as in Example 1. As a result, the 
solid content was 51% and the solvent was contained in an 
amount of 96 parts. The solvent was determined by analysis 
in the same manner as in Example 1. As a result, methyl 
ethyl ketone and 2-octanone were present at a weight ratio 
of 5:95. The amount of methyl ethyl ketone and 2-octanone 
in the composition calculated from the results was 5 parts by 
weight and 91 parts by weight, respectively. 

Comparative Example 3 

[0123] A curable liquid resin composition was prepared in 
the same manner as in Example 2 except for using cyclo- 
hexanone as an organic solvent instead of ethylene glycol 
monobutyl ether. The solid content of the composition and 
the solvent and the weight ratio of the solvent were deter- 
mined in the same maimer as in Example 1. As a result, the 
solid content was 51% and the solvent was contained in an 
amount of 96 parts. The solvent was determined by analysis 
in the same manner as in Example 1. As a result, methyl 
ethyl ketone and cyclohexanone were present al a weight 
ratio of 5:95. The amount of methyl ethyl ketone and 
cyclohexanone in the composition calculated from the 
results was 5 parts by weight and 91 parts by weight, 
respectively. 

[0124] Evaluation of Cured Product 

[0125] In order to demonstrate the effects of the compo- 
sition of the present invention, a cured product obtained by 
applying the composition, drying the applied composition, 
and irradiating the dried product was evaluated. The evalu- 
ation methods are described below. Hie evaluation results 
are shown in Table 2. 

[0126] 1. Conditions for Application, Drying, and Curing 

[0127] In Examples I to 4 and Comparative Examples 1 to 
3 shown in Table 2, the composition was applied to a 
substrate using a bar coater so that the thickness was 10 /mi 
after drying, dried at 80** C. for three minutes in a hot blast 
oven, irradiated at a dose of 1 J/cm^ using a conveyer-type 
mercury lamp, and stored at 25^ C. for 24 hours before the 



evaluation. The application conditions for a wind ripple 
pattern test and a streak test are described later. 

[0128] 2. Substrate 

[0129] A glass plate was used in a pencil hardness test. A 
polyethyieneterephthalate (PET) film with a thickness of 
188 fim was used in evaluation of steel wool scratch resis- 
tance, adhesion, the wind ripple test, and the streak test. 

[0130] 3. Evaluation Method 

[0131] Pencil Hardness: 

[0132] A film cured on a glass substrate was evaluated 
according to JIS K5400. 

[0133] Adhesion (%): 

[0134] According to a cellophane tape cross-cut peeling 
test described in JIS 1C5400, adhesion was evaluated by the 
percentage of the number of 1x1 mm squares remaining 
among 100 squares. 

[0135] Steel Wool (SW) Scratch Resistance: 

[0136] A Gakushin-type abrasion resistance tester (manu- 
factured by Tester Sangyo Co., Ltd.) was reciprocated on a 
fihn 30 times using #0000 steel wool to which a load of 500 
g was applied. SW scratch resistance was evaluated by 
observing scratch conditions on the surface of the film with 
the naked eye. A case where no scratch was observed was 
evaluated as "Good", a case where 1-10 scratches were 
observed was evaluated as "Fair", and a case where more 
than 10 scratches were observed was evaluated as "Bad". 

[0137] Transparency: 

[0138] Transparency was evaluated by naked eye obser- 
vation. Transparency was evaluated as "Good" or "Bad". 

[0139] Film Uniformity Test: 

[0140] 4 cc of the curable liquid resin composition was 
applied dropwise to a silicon wafer (six inches) while 
rotating the wafer at 50 ipm. The composition was applied 
at 700 rpm for 20 seconds and dried at 80** C. for three 
minutes in a hot blast oven, llie dried product was irradiated 
at a dose of 1 J/cm^ using a conveyer-type mercury lamp to 
obtain a cured film. The degree of unevenness of the film 
was observed with the naked eye. A case where reflection of 
Hght on the surface of the film was uniform and no abnor- 
mahties were observed in the film was evaluated as "Good", 
and a case where reflection of light on the surface of the film 
was nonuniform and an interference pattern was observed or 
a case where one or more foreign materials were present on 
the film or abnormalities such as uneven coating or crawling 
were observed was evaluated as "Bad". 

[0141] Wind Ripple Pattern Test: 

[0142] The curable liquid resin composition was applied 
to a PET film using a bar coater so that the thickness after 
drying was 10 fan. A current of air was blown against the 
surface of the applied composition for two minutes using a 
cooling fan (velocity: 5 m/sec). After drying the composi- 
tion at 80^ C. for three minutes in a hot blast oven, the 
composition was irradiated at a dose of 1 J/cm^ using a 
conveyer-type mercury lamp to obtain a cured film. The 
degree of unevenness of the film was observed with the 
naked eye. A case where reflection of light on the surface of 
the film was uniform and no abnormalities were observed in 
the film was evaluated as "Good", and a case where reflec- 
tion of Hght on the surface of the film was nonuniform or a 
case where one or more foreign materials were present on 
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4. The curable liquid resin composition according lo any 
one of claim 1, further comprising (D) a polymerization 
initiator in addition to the components (A), (B), and (C). 

5. The curable liquid resin composition according to claim 
4, wherein the polymerization initiator (D) is a photoinitiator 



which comprises at least either an arylketone having a 
1 -hydroxy cyclohexy I group or an arylketone having an 
N-morpholino group. 
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OBJECT 



CURABLE LIQUID RESIN COMPOSITION ) 



To provide a radiation-sensitive curable liquid 
resin composition having excellent applicability and 
capable of producing a film excelling in hardness, scratch 
resistance, adhesion, transparency, and appearance of the 
surface of the film. 



Means for the Solution 

A curable liquid resin composition comprising: 
(A) particles prepared by bonding at least one oxide of an 
element selected from the group consisting of silicon, 
aluminum, zirconium, titanium, zinc, germanium, indium, 
tin, antimony, and cerium to a specific organic compound 
which comprises a polymerizable unsaturated group and a 
group shown by -X-C(-V)-NH- (wherein X is NH, O, or S, and 
V is 0 or S), and preferably a silanol group, (BJ a 
compound having two or more polymerizable unsaturated 
groups in the molecule, (C) a specific alkylene glycol 
organic solvent, and preferably (D). a polymerization 
initiator. 
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i'fn±^^mm [(r^o-rs-h-s-i;^ w mm • m h ^ 



-12- 



562817 



A7 

B7 



£. ^ ^^mitm ( 10) 



R 



6 e> — 



— 11 w 



« 4^ ^ W ^ 1-12 



:g - -fi W^»M > g ^ 14-10.000 

e^zuMW^SHro^ ' 76-500 • i'^mm-m 

m m B m R m. }^ )^ m > - m^^mmmmi^mm - #^ 

m ± ^ (DM 75 s B • 



mr m:^mm 



^^ikKjta.mi'mmiii^fih ( cns ) a4*?^ ( 210x2974^-4 ) 
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A7 

B7 

£. ^ ^mitm ( 11) 
mm ' n mmmmm ¥ mn mmmmm - Rnmum ■> 

(«.S)SB » nm^m. ' IS 20' KK^m^ is lO' 
s. # S'j ife fi: ^£ 1 s 5 « 

MfflS^:$:M0^4"ft^eUW^f-l:-^i^ (A2) > ^ B ^ m m 

mmTv^nB^m^^i^m^m^c^m No.9-100111 ^ysmm-^^ 

mm it ^ m Jtm ^ mm ^i^j m ii)) ' 'm^mmmit-^ 
^ {A2)-^ mm ^ i^m,m^ i^m mm & mm. mm m 

Kmm^m.{yjm (2)) » n^^mmit^m (A2) pj m s ^ 



s ± ^ ^ (3)ii Tjk^it'^m'M.^myjm (a)-^ ^ • H 
(a)' n^'^^mmnm^mi^mmwmmmmn.mm 



m 



.[-s-c(=o)NH-] > :sLmm.mmmm&^'pm^it'^'^ • 



^mmmm^'^m'^&^^mmit^m » 



f-k -a- 



Rj S S H [-s-c(=0)NH-]f'^ ii ; :^&(b)' n ^ mm 



6^ of ^ o 



1* 
it 

ii 



4^i«.{fc>l?jtit^ tiia^#^ ( CNS ) A4*US- ( 210X2974^^1 ) 



-14- 



562817 



A7 
B7 

£- ^ ^mi^m ( 12) 
m [-o-c(=o)-NH-] ^ R mm.mmmmm ^ m 
mmm.mwm'^mmmm [-s-c(=o)-nh-]^ 

Michael iju^^mmm^'^m^^^mmm^ 

i'f m m m ^ ^ ^ ^ ± m ^ o)m frs m 



[-S-C( = 0)-NH-]e^ 



m — 

m ' Ri IS m m 

S ^ ^ ft ^ 

m ^ & ^ - 



n m ^ m =• z: m &w - 



^ - M m ^ Si ^ 2,6-# ^^~mm.mm ^ i 



^ ta fa s M ' s 

<-b ^ ' 1- 

m ^ ^ m ^ ^ n 

it-^m ^ m mm 

ft ^ s H s - ? 

s ^ ^ ^ ft « 
^ S ^ la ]® 

6^ IS fo M ^ mm 

— ^ w ®? n ^ - 



4^lSftf6:-^ififfl ^mm^J^^ ( CNS ) A4*US- ( 210X297-'>« ) 
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B7 

£- ^ ( 13) 

w^m- ^rn^mm ^ m-w^m=.mn.mm - 3,3'-- w m - 
4,4'-ii ^ a ^ ^ - ^ ^ Si ^ A,A'-m^m^ m,~mn.mm ^ 
3.3'-- ^ a # ^ s - ^ « ' 4A'-wm^mr.mm,mm - 

M^mmm.mm) ^ 2,2,4-H ^SA^s^s-Mm^si ^ m 

i\:.m^m^ ^n,m.m - i,3-^(s«Msi^«)^a^ ^ 
^ s - # ^ ^ - ^ m ^ n ^ 2,5(^ 6)-^(^ m^n ¥ S)- 
M^[2.2.i]ii^ > ° ^siitm;^* ' mmm^ 2,4- 

^mi^ mm.Rmmm m mm [-o-c(=o)-nh-]j^ ^ mm^^-^ 

n m ^ ^ m m m m. m m [-o-c(.=o)-iiK-]^ m it ^ m. m R ^ 
{i^^ - m m ^ ^ ^ mm & m • 

^ ma^i^ m)^ mm 2-mz.m ^ {^m)nmm 2-mmnm - 
iwm)nmm. i-mmrm ^ mmmm. 2-m&-3-mm.m 
nm ' 1,4-r =i.mw-i^ m)n mmm ^ 2-mi^m{^ m)^ m 



^-if^ik/L^^mtmm^^^ ( cns ) aaw^ ( 2iox297/;^jt ) 



562817 



A7 

B7 



nmnm " w. m ^ m n B it m HZ ^ m ^ m m m m - n 
^ m)nmm 2-mz.m - mmmm 2-mmnm ^ h(¥ s 



m. it mm ±^ m mm. ^m. 



mm. it mm ± 



mmmm 



m ^ m m iA)as m ^ — m m 



^ M M -a- 



mm it 
' m rt 

• H Jfcb 

mm it 



mit^mrf 
mm. ^ m 

' m^mis^x 

^ mmm.it 

@ Jfcb • or ^ 



it 
vi 

4^ - ^ 



I 
I 

IT 
I 
I 



I . 



tSH^^* ( CNS ) A4*WS- ( 2IOX297/^^t ) 
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£- ^ ^mitm ( 

^ m^t^mmm. • o.oi wt%^ h # • m h # :^ o.i 

wt%^H# ' # S'J % S[ ^£ 1 wt%^H# ' Jfcb a If^ 100 



0.01 wt% ' -51 ^ fiij ^ 3^ (A)^t ^ ^ t> -i^ Ri ^ ife tt «r ti # 

» S: ^ 5-99 wt% ' S. H ^1 # 10-98 wt% » 

T H i¥ ffl ife ifi at ^ fiu n ifei (A);^ m m J3 m > ^ 
± ^ (3)m 75fi^i^^^«,»??j^j^»sffl6Uf^:^i^(^^«6' 

1/2 SH-^ > ^{£5^^mssBe<jmm:?t!? • n7K%^^^ 



mmn {A)m m. 



ta@*^«* ( CNS ) MW^ ( 210X297/iJ-jJ| ) 



A7 
B7 

£- - ^mi^m ( 16) 

mm ^ ^ m^i(A)^^m'^^ o m i5o°c » an 
20 s ioo°c - ^mmmmmn ^s.^mm 24/jsBf <• 



M, M 

mm, it 



m, 


it 








it 


m 


m 




m 


o 


ft 


^3 







^ M ^ mmi^mn^itm • 'f'p^^;^KJE^j • -^mmmmm. 
• i'^mmjtmmm - -^^a^^^mmm^mw.itwt^si.mr 



^^{kJULi&m t@S^#2^t ( CNS ) A4«^ ( 210X29745-^1 ) 
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£. ^ ^mi^m ( 17) 

' i"^ mm ' ^iMmMmE.mmRm^m.mitm • m ^ ^ - 
m.m^ m A'M^ o.ooi s 1,0 aat^ • Knm^u 0.01 s 

0. 1 ' sti^s^m loommmmmm.&wmit'^m' 

{t: #j $n H ' ^ 7jc - f-k ^ > :a ^ ^'J^ «■ ft ' M W « 

mm^ m - ^6tm^^ • mmmnmmit'^m - mm mm 

M. ^ i^MI^ ' /Tfd&ffi 110s 800'c jtii^m ' a^mff'fp 

m m m mm. (a);^ » 5 s 90 wt% • 

1. 10 s 70 wt% • ttmmn 100 wt%ia ^ ( rt ^ ip fi^ 
^5(A)^fti-a-«^(B)5:«i^) • ^nm&{i^n 5 wt% > ^^e^ii 
itm"^ itmm'^ m^^^ ' ^nmmmm 90 wt%' 



>*^*fc*A>li4ffl ta®^#^ ( CNS ) A4*?^ ( 210X2974S-^| ) 
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i"? m m )n m m m :t m m m ■ Rr^mH^^sH^H 
^ m)n m m m ixmmm ^ m(.^m)nmm^}Xmmm - e( 

mmmm ^ mmz. nmm - =.{^ m)n mm 1.3- 



4-^ikKjti6.mfmm^^^ { cns ) a4*us- < 210x2974^-^ ) 



-21 - 



A7 

B7 

i- ^ ^mvtm ( 19) 

-m =. z. m mm - r--^mr-z.mmm - ^^m=-Zsmmm 
i'puit-ammjtmmmm^mmm • Rj^m Aronix 

M-400 ' M-408 - M-450 - M-305 ^ M-309 ^ M-310 > M-315 - 
M-320 - M-350 ^ M-360 - M-208 - M-210 - M-215 - M-220 - 
M-225 - M-233 - M-240 ^ M-245 - M-260 - M-270 * M-llOO - 
M-1200 ^ M-1210 ' M-1310 ^ M-1600 - M-221 - M-203 - 
TO-924 - TO-1270 - 70-1231 - TO-595 - TO-756 ' TO-1231 - 
TO-1343 > TO-902 ^ TO-904 ^ TO-905 - TO- 1330( ^ M Vf 
Toagosei W] ) ; KAYARAD D-310 - D-330 - DPHA - DPCA-20 
^ DPCA-30 > DPCA-60 - DPCA-120 - DN-0075 - DN-2475 - 
SR-295 - SR-355 ^ SR-399E ^ SR-494 ^ SR-9041 - SR-368 - 
SR-415 - SR-444 - SR-454 - SR-492 - SR-499 - SR-502 > 
SR-9020 ' SR-9035 > SR-111 - SR-212 - SR-213 ^ SR-230 ^ 
SR-259 ^ SR-268 > SR-272 - SR-344 > SR-349 > SR-601 > 
SR-602 - SR-610 - SR-9003 - PET-30 - T-1420 - GPO-303 - 
TC-120S ^ HDDA ^ NPGDA ^ TPGDA > PEG400DA - MANDA ^ 
HX-220 - HX-620 - R-551 - R-712 - R-167 - R-526 - R-551 - 
R-712 ' R-604 ' R-684 - TMPTA ^ THE-330 - TPA-320 ^ 



j^^{hK&.iS.^^mm^^^ ( cNs ) AAtm- ( 210x2974^-^1 ) 
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£. ^ ^ma^rn ( 20) 

TPA-330 ' KS-HDDA - KS-TPGDA - KS-TMPTA( * Nippon 

Kayaku^>W]^fp): U n M M. M PE-4A^ DPE-6A^ DTMP-4A( 
S Kyoeisha Chemical ^} m i'P ) > R^mUm " 

^mn^^mm^it-^mmmmm^^ 10 s 95 wt% - 
R^mm^ 30 s 90 wt% • iti^mn 100 wt%ia^ ^kri^p 

6U^i6Z(A)|^ft^«^(B);$:^^) ■> 10 wt% ' ^ 

^6U®<lijSi^;^?ggRrtg^?S:53'6^ • 95 wt% 



3. ^^^fiJCC) 

mw-z.m - z, ~m mm ^ z^ummr mm ^ z.r.mz. 
m ' Zs nmz^m ^ z iim - 'm mm - z. r.m =-r mm - - 
-H-^^^sii > r.^mw-zm ^ =:v^mw.nmm - r-um 
w-T mm ^ --umzm - r.-^ mzm - - -H-^-^si^ ^ 
--g-^-TSii ' z - m ^ mmzmm - z =.mzmzm 
m ' znmnmrnzmm ^ z =.mr mmzmm ^ =.^m 
^ mmzmm ^ --^mzmzmm - =.^mnmmzmm 

m ^ n =.mw-^ mm ^ n r.m m z m ^ n r.mmn mm ^ 



tilSf^#2?- ( CNS ) A4*US- ( 210X 291 yJi-§: ) 
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B7 

£- ^ ^mi^m ( 21) 

n r.m mm - n — mz.m > ^-^z. 

^ n ~m - T mm ^ ~n — m w- ^ m 



n - 
^ H — ^ 

^ — H — 



- n 



mm ^ n r.m^ mmz.m.m - n - mz.mz.m.m - n - m 
nmmz.mm - n r.mT mmzsmm ^ zin =.m^ mmz. 
mm ^ iLn-mz.mz.mm ^ :^mn mmz.mm - - 
n ~mT mmz.mm - n - m - z.mm - r.n - m^z.m 
m ' 3-^ mm -\--^m ^ s-z^m^m -\-nm - 3-n mm -\-nm 
' ^^mi^xm " ^i^m^^^ • ^^mmzL-mw^nmrn ^ 
z. ~mm.T mm - n^mw.^ mm ^ n =.mw-Zam - 
mw^nmm ^ n - m mr mm ^ n ~m w mmzmm ^ n 
nmz^mzsmm ^ ^n — mnmmz.mm - itm^^ 

5 S 9900 fi[fi:f9-'MEfi^«20M 2000 a fi ' 

Sl m -M. ^ 25 s 1 000 s * • i^%mm i oo a a {^9- st/ia 
5 s*f5^ ' -eitg^-was^-sflisij^ii • ^^mm.mm. 9900 



ID) 



1^ "51 ^ 1^ 6<j IP )(S (A) ^ fti ^ «^ (B) ^ S W ^ ^ m (C);2: ^ 



^^ikJ^^ih^'^mmil^)!^^ ( CNS ) A4*i;te- ( 210X297^;^-* ) 
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m 



A7 

B7 

£. ^ ^mi>Lm ( 22) 
m.m.^^^ - m r m m ~ m ^ ^ m ^ m m m iD)m 

i^r 'M > m ' m^mnikm m i'^mmMm ° ^ m s ^ 

5^ ffi ^jp ;^ ft ' ffl ^ ^£ M Bf ;^ 1^ ® <t « :^ IE ^ 

° f-^i^^^f^itiii^si^^iE • RTisai^M ' mm 
^ mm^ m m m ° 

m (D) • -gg ffl 61; If ^ eij Tfe ® ^ M (D 1 )m s ^ ^ w 1 - 



1^ m 



m m 



^ m 



6 0 



Co 



it 



>$^<«.*&Xjlj|L^t@igI^#i!jS^ { CNS ) A4*Uft- ( 210X297/;i-jt ) 
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^ ^mum ( 23) 

mmmE.mmm^^mmmm'^ N-mmmmmmm^ mm 

m m ^ ^ - m - ^ mm i-mmmBmmmm^mm 

m ]-2-m m °w mn m -I ^ 2-^ m -i-[4-(^ s s )^ s ]-2-n,i 
m&^m-i ^ 2-^ m -i-[4-i2-m m Zj m, & m -2-m m m M 
nm-i ^ 2-^ » -i-[4-(- ^ m.M)mm-2-mmmmnm-i - 2- 
^ m-i-[4-(r.^m.&)mm]-2-mmmMnm-i ^ 2-^ m-2-- 
^ mm -i-(4-n.ii m^m^m )-t m -1 - 3,6-^ (2-^ m -2-m m 
m mn m m)-9-N-^ m ^ ^ > Rnmn^ - ytmmm(Di)'^ 
mmmmm^m=.m^^mm^m - m r ^m'm mm 

i-mmm^&mmm^ mmmm m u-mmmmmm^T^m 



i'pm ^mmm{Di)mmmM^ ^ ^smuf, irgacure i84 



4-^ikKAi&m tSB5^#^ ( CNS ) A4ia#- ( 210X297/;^-^^ ) 
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£- - ^stmi^m ( 24) 

907(S Ciba Specialty Chemicals {D: n] U ) ^ ^MmiS>X^ • 

^ 0.01 s 20 wt% ' H # :© 0.1 m. lo wt% • $t%mn 
100 wt%/a ^«^(Rr^i^6^^i6i (A)^ it^^ (B);^m -a- ) • ^ 
^ffla^i'^s^- 0.01 mmi^ • iif-b^#j^t^SRitg#^5S:j^e^ 



B3 n 



m^m n-mmm-mmmm^ mmi-mm\t • lo: 90s 

90 : 10 ' M # ^ 40 : 60 S 80 : 20 - 
5. ^'^^^^ 

li & ( A) ;^ ^ 6<j « -f-b 1^ ^ *i > iSL^m^mmm x^^mm.^ 

i"? m m <\:m Jtm mm • or«iai = z.iK ^ ~z.m - n-^ 
«-z.^e^»z.^]^^ 4-- ^m.mm^m ^ 4-- ^ ^ 

¥ ^ ¥ SS ^ 4-- qprnS^^mZLfii ^ 4--¥m»^qF@?SJ[K 
gi . R ^ m U m • f-^ :^ ® f-h f iJ 6^ ® ^ M 5^ ' ii m 

KAYACURE DMBI - EPA(i Nippon Kayaku 4> W] $^ ft ) ' ^ 



^^ikJULitm^mm^m^ ( cns ) a4*i^ ( 210x297/;^* ) 
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£. - ^mULm ( 25) 

(2)^ T wr ^ jjgg 6^ fi iNi^ (A);?, ^ fl^ M 4-. jgj 

5fe ^ ^ fij ' ^ ^ > m^itm - mm-^mmm - 

mm,m,itm^mmmm • Riigm irganox loio^ 1035 

- 1076 ' 1222(fi Ciba Specialty Chemicals m m i^f )R M M 

° f^:© uv ^i^m^mmmm • wMtH Tinuvin p - 234 

' 320 - 326 > 327 ^ 328 ^ 213 - 400( S Ciba Specialty 
Chemicals ^ M i'f ) ^ Sumisorb 1 10 - 130 - 140 - 220 > 25 0 
' 300 ' 320 ' 340 » 350 - 400( S Sumitomo Chemical 

Industries <i> ^ u ) - RMMum • ffM^^Mmmmmm. 

' "51 M m Tinuvin 292 ^ 144 ^ 622LD( Ciba Specialty 
Chemicals ^ nl i'P ) ^ Sanol LS 770 - 765 - 292 - 2626 - 
1114' 744(S Sankyo Kasei ^> W] ^ ) - R K M iS^ ^ " fP M 

r -M s s H Ep ^ s ^ ^ . r mn m MM.^n 

' mmJ^^^m SH6062 > SZ6030(S Toray-Dow 



^^ikKJLiS.mtmWim^^ ( CNS ) ( 210X2974J-ft ) 
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£. ^ ^mi^m ( 26) 

Corning Silicone ^ WJ ig ) » KBE 903 ^ KBM803(S Shin- 

Etsu Silicone i^WJi^-ft)^ R^mM^ ' 

i'pmm^itmjtnmm ' ^mta Amigenw > s ^ p > sc 

' 6C ' RD-G - FR - AW(^ Sumitomo Chemical ^> W] ^ ) - 

(4)^ M isQ mi 

z.mmm ^ nmmm - RmTmr.mm±m - mmm - m 
— m ^ mm - mm > J^-M^tx^^^ ^ ^z. m /r r.m /^z. m 

m ^ mm m ^ ^ m.^ mmm - ^mmmm - :^m^itmm 
mm ^ Rmma^xm • 

^'^:^BEfflitbifi^!^6^si?r;$:WiiM > ^ m n^, mm m^mm 
> mn m m ^ m ^ m^zm ^ mm - mmm ^ mmm - h 
mm.m - ^Zammmmm • abs mm ^ as ^ - m<^)^m 
mmm)'^m^y^m-m^mm^^m:scnm^m'$tm 

m ' mm mm. ^ mm mm ^ mm mm ^ Rmm • nn-ms. 



^!^ikJLjtiS.m tS@*^^* ( CNS ) A4*US- ( 210X IQT/ii-jt ) 
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£. > ^m^m ( 27) 
m<t;tWimmm;tmmm'^^ o.i m Aootim- ^.it^ i s 

200 ^ m • 

^ m m <t ;t mm m m m. m. m m m m m m • j-^m 

' M^i^^ti^SMS^fe 0.1 S 50,000 mPa • s/25°C > J. 
0.5 M 10,000 mPa • s/25°C <> 

' f# ?!j Jth M M S ^ #3 fi^ ® <-b M ' II S {(f Ifl ^ t/ 

MfflM»*t± ' 20 s 2oo°c a ^ 'J^ ^ s ^ ^ ' i. 

mm^it ' 'M.^ 4o-i5or#tfT lo 24 />Bf • ifmmmm 
' i:iM^m^^mmm'¥-^mmm - ^^m^mm'M.^ 0.01- 

10 J/cm' • K^mmU 0.1 S 2 J/cm' • t^-f^«^me^^^61JB^ 

ftn^fi^^^Mffl 10-300 Kv mmm - -bt^jS^ 0.02-0.30 

mA/cm' a M S ^£ 1-10 Mrad- 

2^ ^ Ri m f^: M ^ li m ^ ;^ ® f-b M m w « s 

±Mf^mmM^^f^ •• mmtftmmn- ^ 3fe «i $p cd :a dvd ^ m 
^ ' mmmm^7t\^ - mm mm - ^^um - mum - isl 

S:^iif#3^ ; : • ^ m m ^ M: m m ^ 



-^.«t*/OS.i4^tHa?^#* ( CNS ) A4*L4j- ( 210X2974^jt ) 
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jEL ^ ^matm ( 28) 

m^mmmmmm^mm cd isl dvd ^ ?g ^ tc # ^ :a pdp 

;^ ^ ® • 



mm 



" % "i^ ^m^m. m « » wt% • 

i2o°c }|iF m ^ ^ :^ - Bf m f# ?!I eij ^ ^ ^ * ff ^ ^ 

50*'C^SE^^^T ' - B# i?g • 20.6 

5^ 60'C }|f Ith ^ M # H /> B# • 5^ 30°C ^£ - /Jn ^ 1^ 

71.4 ^fi^MxtEg^ = H^^ii^?^SpAiitM^j^;^m ' m 

i^6<j^a:^^BKiBc^lt;$:4' • mtk^P^tfa^ 2550 cm-' e^m«fi 
mmmnm.^^m > 2260 cm-' ^ m^mmmm^m^ 
tiinmm^ ' EMmm^ 1660 cm' 6<j [-o-c(=o)-NH-]a b ^ 



^^ikJiL^ii.mfw^m^m^ ( cns ) ( 210x2974^* ) 
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£. ^ ^matm ( 29) 

[-0-C( = 0)-NH-]S m R [-S-C( = 0)-NH-1» BfP^Rli^-^^IS 

^^^nmm 1 ^ m ^ m. ^ m m it 'm iA2- 1) ^ 91.3 i&fi^j ¥ 

aZ-Sil — ^-fc^ltP (MEK-ST ' S Nissan Chemical 
Industries ^^WJi^f^ ' = 0.022 fi m ' =i m it ^ 

mm ■ 30%) ^ 0.2 i^^mnm ^ 'Bl o.i f&e^ii^^^^jc - 

BtliAf#5y^fe6^M0Jfi<JRrx#6^lii^ (A-1).^ ^ ?^ ^ ■> ^£ 
iS^i±fgS 2g fi^jfch^tfe^^^ • J.i£llfttS±if^ 120°C^^S- 
/>Bt • ^fi^gMMPJ^Jth^i^Ml^fiUEI^a:^ 35% <• 

mmmmm 2 

5^ 6o°c ^m.^^^^fnm,^'mm,^^'\--n ■ ^.2 m&3 

z.mmmitmmmmm^i^&^ - o.oifim' mit^mm - 
30%) ^ R 0.1 i^t^m^^^pK ' nmx 1.3 m^m^^^m 



^^ikJULAm^mm^!^^ ( CNS ) A4*|^ ( 210X297/^^ ) 
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^ ^mvtm ( 30) 

m uti^mmn^m-^mm 35%- 
mmmmm 3 



^^^m'^mrn 1 ^ ^ ^ m m <t m iA2-i) ^ 9\.z - 
mf^m ■ 30%) ' R 0.1 ©6^ii^^^7jc • i^ijuA 1.3 j&^m 

myimmmst^wami^^m^mm 35% • 

{g£ ffl rT ^ 6lJ li *i (A-l)M (A-3)6U M fi « M M 1 S 3 ^ 



J!* 
X 



^'if^ikJLAii.^^mm^mtlf^ ( CNS ) A4W^ ( 210x297/ii-|t ) 
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£. ^ ^m^m ( 31) 
[« 1] 



A7 
B7 



mmmmm 


1 


2 


3 




A-l 


A-2 


A-3 


A2- 1 


8.7 


8.2 


8.2 


Al-l 
Al-2 
Al-3 


91.3 


91.8 


91.8 


ii ^ ^ ^ 7jC 


0.1 


0.1 


0.1 


^ H i# 


0.2 








1.4 


1.3 


1.3 


HI ^ fi (%) 


35 


35 


35 




79 


77 


77 



Al-l : ^ mzsmmr.m'it^mmim^tmmm - 3o%) 
Al-2 : ^ mz.mmm.itmmmim,^tmmm ■ 3o%) 
Al-3 : n-mz.mz.mmmitmmm{mitmmt: 



30%) 



m m m ^ 

&mmm is 4s.tbgiM im 3 - '^mm^mm'^m{t 
m 2 ^ " 



tilH^*^#- ( CNS ) ( 2IOX297^^jJt ) 
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s. - ^mi^m ( 32) 



T^'j^^^®^ : 140 B^^nmmmm i ^mmt^^wcm 

m) ^ 46 mB^y^nmm=.mjxmmm ^ & 100 id&3n =.mw- 
^ mm ' ^mmmmm^nmmjtTmttm^'m^mmm 
m^mm 195 m - nmA 3 i-mmmBm^mmR 2 
2-^ m -i-(4-i^ mm.)^ m)-2-m mm &n m -I ' 
n 5o°c jfch ^ s r# - B# lii t# 5(1 200 f& e<j ^ 6U "51 @ 
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